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Experimental section
General information: All chemicals were purchased as reagent grade and used without further purification. Solvents for purification (extraction and chromatography) were purchased as technical grade and distilled on the rotary evaporator prior to use. For column chromatography, SiO2 (200-300 mesh) was used as stationary phase. NMR spectra were recorded on a 500
MHz Bruker NMR spectrometer with tetramethylsilane (TMS) as an internal standard.
General procedure for C-H mercaptalization of benzothiazoles and benzoxazoles:
To a solution of benzothiazoles or benzoxazoles (1, 1 mmol) in DMSO (3 mL), was added KOH (280 mg, 5 equiv) and 1,3-propanedithiol (207 μL, 2 mmol). The reaction mixture was heated under argon at 130 °C for 12 h. After cooling to room temperature, water (10 mL) was added. The pH of the reaction mixture was adjusted to 3-4 using 5% HCl. The resulting mixture was extracted with ethyl acetate (15 mL × 2). The organic layer was washed with water and brine, dried over anhydrous MgSO4 and concentrated using rotary evaporator. The crude product was purified by silica gel column chromatography using ethyl acetate/n-hexane as eluent to afford the corresponding heteroaryl thiols 3. 
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2. NMR spectra of compound 3a-k.
Figure 1:
1 H NMR spectrum of compound 3a 
